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General procedures for the synthesis of all compounds and data analysis S3 2. 1 was added at 0 °C, followed by slow addition (15 min) of the proper isocyanate (2.2 mmol). The mixture was stirred at rt or refluxed for the indicated period of time. Then, water (30 mL) was added and the mixture was extracted with dichloromethane (3 × 30 mL). After drying (Na2SO4) the organic solvent was removed in a rotary evaporator and the crude residue was either recrystallized or subjected to a column chromatography and then recrystallized.
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General procedure for the synthesis of O-carbamoyl ethanone oximes
(E)-1-(Pyridin-4-yl)ethan-1-one oxime 14 [69] (136 mg, 1 mmol) was dissolved in dry chloroform or tetrahydrofuran (6 mL) under Ar atmosphere. Triethylamine (0.15 mL, 1.1 mmol) was added at 0 °C, followed by slow addition (15 min) of the proper isocyanate (1.1-1.8 mmol). The mixture was stirred at rt or refluxed for the indicated period of time. Then, water (20 mL) was added and the mixture was extracted with dichloromethane (3 × 20 mL). After drying (Na2SO4) the organic solvent was removed in a rotary evaporator and the crude residue was either recrystallized or subjected to a column chromatography and then recrystallized.
General procedure for the synthesis of O-carbamoyl aldoximes
(E)-Isonicotinaldehyde oxime 21 [70] (244 mg, 2 mmol) was dissolved in tetrahydrofuran or other indicated solvent (25 mL) under Ar atmosphere. Triethylamine (0.3 mL, 2.2 mmol) was added at 0 °C, followed by slow addition (15 min) of the proper isocyanate (2.2 mmol). The mixture was stirred at rt or refluxed for the indicated period of time. Then, water (30 mL) was added and the mixture was extracted with dichloromethane (3 × 30 mL). After drying (Na2SO4) the organic solvent was removed in a rotary evaporator and the crude residue was either recrystallized or subjected to a column chromatography and then recrystallized.
Data analysis of O-carbamoyl amidoximes 8-13, O-carbamoyl ethanone oximes 15−20, and O-carbamoyl amidoximes 22−27 (Z)-N'-[(Benzyl-carbamoyl)oxy]isonicotinimidamide (8).
Reaction time: 1 h (rt); method of purification: recrystallization; yield: 408 mg (75%); white crystals, mp 132 °C (ethyl acetate/hexanes); IR (KBr): 3378, 3292, 3111, 1701 cm −1 ; 1 H NMR (500 MHz, CDCl3 + DMSO-d6) δ 4.28 (d, J = 6.0 Hz, 2H), 6.13 (br s, 2H), 6.97 (br t, J = 5.1 Hz, 1H), 7.04-7.19 (m, 5H), 7.50 (d, J = 4.9 Hz, 2H), 8.45 (d, J = 5.0 Hz, 2H) ppm; 13 
(Z)-N'-[(Phenyl-carbamoyl)oxy]isonicotinimidamide (9).
(Z)-N'-[(4-Methoxyphenyl-carbamoyl)oxy]isonicotinimidamide (10).
Reaction time: 24 h (rt); method of purification: column chromatography (eluent: CH2Cl2/MeOH 40/3); yield: 401 mg (70%); grey crystals, mp 167 °C (ethyl acetate); IR (KBr): 3468, 3326, 1718 cm −1 ; 1 H NMR (500 MHz, DMSO-d6) δ 3.73 (s, 3H), 6.91 (d, J = 9.0 Hz, 2H), 7.04 (br s, 2H), 7.44 S4 (d, J = 9.0 Hz, 2H), 7.84 (d, J = 6.1 Hz, 2H), 8.69 (d, J = 6.1, Hz, 2H), 9.24 (s, 1H) ppm; 13 
(Z)-N'-[(4-Nitrophenyl-carbamoyl)oxy]isonicotinimidamide (11).
Reaction time: 4 h (reflux); method of purification: recrystallization; yield: 556 mg (92%); yellow-orange crystals, mp 202 °C (EtOH/H2O); IR (KBr): 3482, 3358, 3316, 1719 cm −1 ; 1 
(Z)-N'-[(4-Chlorophenyl-carbamoyl)oxy]isonicotinimidamide (12).
(Z)-N'-[(4-Fluorophenyl-carbamoyl)oxy]isonicotinimidamide (13).
(E)-1-(Pyridin-4-yl)ethanone O-benzylcarbamoyl oxime (15).
Reaction time: 24 h (reflux); solvent: chloroform; method of purification: column chromatography (eluent: ethyl acetate/hexanes 2/1); yield: 207 mg (77%); off-white crystals, mp 118 °C (ethyl acetate/hexanes); IR (KBr): 3334, 1720 cm −1 ; 1 H NMR (500 MHz, CDCl3) δ 2.42 (s, 3H), 4.53 (d, J = 6.0 Hz, 2H), 6.67 (s, 1H), 7.28-7.37 (m, 5H), 7.53 (d, J = 5.0 Hz, 2H), 8.67 (d, J = 5.6 Hz, 2H) ppm; 13 
(E)-1-(Pyridin-4-yl)ethanone O-phenylcarbamoyl oxime (16).
(E)-1-(Pyridin-4-yl)ethanone O-4-methoxyphenylcarbamoyl oxime (17).
(E)-1-(Pyridin-4-yl)ethanone O-4-fluorophenylcarbamoyl oxime (20).
(E)/(Z)-Isonicotinaldehyde O-4-chlorophenylcarbamoyl oxime (26).
(E)/(Z)-Isonicotinaldehyde O-4-fluorophenylcarbamoyl oxime (27).
Reaction time: 24 h (rt); solvent: tetrahydrofuran; method of purification: column chromatography (eluent: CH2Cl2/MeOH 40/1); yield: 120 mg (23%); pale yellow crystals, (ethyl acetate/1,4-dioxane); IR (KBr): 3218, 1763 cm −1 ; 1 H NMR (500 MHz, DMSO-d6, mixture of E/Z isomers ca. 9:1) δ 7.11 (t, 3 JHF = 3 JHH = 8.9 Hz, 0.2H), 7.19 (t, 3 
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S8 S9 S10 S11 S12 S13 S14 S15 S16 S17 S18 S19 S20 a Bond lengths (r) in Angstroms (Å) and angles,φ (dihedral) in degrees. The values are given according to the suggestions of Hoffmann, Schleyer and Schaefer III [3] , φ1 = φ(C4C11C18C20), φ2= φ(C4C11Ν12Ο13). 
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